Abstract: Two different greases formulated using MoS2 and a combination of ZDDP and functionalized PTFE (F-PTFE) were examined under spectrum loading conditions where loads, frequency, and duration of the steps were treated as variables. Combination of ZDDP and F-PTFE were synergistic resulting in a significant reduction in the wear and friction under spectrum loading condition. Decreasing the time step during the ramp up and ramp down cycles resulted in larger wear for the grease containing MoS2 particles in comparison to ZDDP/F-PTFE in grease. The tribofilm formed on the surface was analyzed using various characterization techniques like SEM, EDS, and Stereo Optical Microscopy. Tribofilms from MoS2 additives had extensive amounts of abrasive and adhesive wear and showed the formation of MoS2 on the surface on the other hand the tribofilms from ZDDP/F-PTFE had smaller amounts of severe wear and exhibited patchy tribofilms of Zn-phosphates as well as sulfides of Zn and Fe.
Introduction
Greases can be considered as semi-solid lubricants consisting of a thickener material, which is generally a soap that is dispersed in mineral or synthetic oils. Greases have gained prominence in the lubricant industry since the onset of the industrial revolution wherein machine parts had to be OPEN ACCESS lubricated and lube oils had limited effectiveness. They are used in applications wherein lube oils cannot stay in place and frequent lubrication is unnecessary. Soaps of lithium, calcium, and sodium are commonly used as thickeners that form a large entanglement network that is responsible for trapping the oil [1] [2] [3] [4] . The rheological as well as lubricating properties of the grease depend on its constituents and the microstructure achieved during its production.
MoS2 has been used as a solid lubricant as well as an EP additive for greases in addition to other solid lubricants such as graphite, PTFE, and talc. The lamellar structures of the MoS2 and graphite particles are mainly responsible for their load bearing capabilities wherein the layers that are interconnected by weak Van der Waals forces are sheared and deposited onto the interacting surfaces thereby preventing the contact in between asperities and protecting the surface from further seizure, wear, and abrasion [5] [6] [7] [8] [9] . ZDDP has been widely used as an anti-wear (AW) additive and as a mild anti-oxidant as well [10] [11] [12] [13] [14] [15] [16] . ZDDP forms protective tribofilms that are hard and glassy in nature; the other advantages that ZDDP has is the ease of manufacturing and low costs. ZDDP has been extensively used in engine oils owing to these properties. ZDDP is also used for greases as an effective AW additive that is generally used at lower operating temperatures [17, 18] .
PTFE on the other hand has been used as a friction modifier either by itself or in a lubricant. PTFE has known to increase the load bearing capability when used with grease [17, 19, 20] . In a study by Stolarski et al. [21, 22] , it was seen that a thin layer of PTFE adheres to the interacting surface due to a physical reaction in between PTFE and the metal substrate. It was also shown that due to the mechanical fracture of the PTFE chain, chemical reactions are induced on the interacting surfaces where asperity contact is the highest. However under prolonged loads, PTFE suffers from cold-flow and leads to an increase in the wear rate. Some of the recent studies have shown that a combination of ZDDP and PTFE is known to be synergistic that yields superior wear and weld performance [17, 18, 23] . Suresh et al. [18, 23] , used irradiated PTFE (functionalized PTFE or F-PTFE) that had carboxylic functionality with a combination of ZDDP; they reported strong synergism between the ZDDP and F-PTFE used in greases. In a study by Aswath et al. [20] , strong interaction between fluorinated-ZDDP and PTFE was shown to be the reason for the superior wear and weld performance for oils and greases [20] .
In the current study, two different formulations are prepared in lithium-base greases and tested in a Four-ball tribometer in accordance to ASTM D2266 standard. However, actual components including roller bearings are subjected to varied loads and frequency and hence there is a need to conduct wear tests under spectrum loading conditions. A recent study on the role of morphology of MoS2 on wear and friction behavior under spectrum loading showed that presence of sharp edges on the MoS2 particles lead to increased wear [24] . The role of anti-wear chemistry on wear and friction characteristics of greases under spectrum loading conditions forms the basis of this work.
Experimental Procedure

Additive Chemistries and Formulation of Greases
Two grease blends were prepared in batches of approximately 200 g. The Lithium-base grease used in the study was Texaco Marfak Multipurpose grease. It had a NLGI grade of 2 and had a dropping point of 188 °C. The thickener type used was lithium 12-hydroxystearate. The grease had a kinematic viscosity of 220 cSt at 40 °C. A Kitchen Aid stand mixer with a flat beater was used for blending and had a power rating of 250 W and a capacity of 1 gallon.
i.
The first grease blend was prepared using Techfine MoS2 that was supplied by Climax Molybdenum (Phoenix, AZ). A total of 3 wt.% was used in the base grease. The average particle size of MoS2 was in a range of 5-20 µm. The mixture was blended using a kitchen aid mixer for 2 h at a speed setting of 2 on a 10-point scale. After an interval of 15 to 20 min, the blender was stopped and a spatula was used to manually mix the content in the steel bowl of the blender that ensured homogeneity and adequate blending of the grease. ii.
The second grease blend was prepared using a mixture of functionalized PTFE-MP1150 (Poly tetrafluorethylene) supplied by Dupont and a secondary ZDDP (Zinc dialkyl dithiophosphate). PTFE is a well-known anti-friction additive and ZDDP has been used extensively as an anti-wear additive for engine oils and other lubricants. It was particularly interesting to formulate grease with these additives as they are known to be synergistic [17, 18] and to evaluate their performance under spectrum loading conditions. About 3 wt.% of ZDDP in oil (68 wt.% ZDDP and 32 wt.% mineral base oil) and 2 wt.% of F-PTFE was used in lithium base grease and the mixture was blended in a kitchen aid mixer for 2 h at a speed setting of 2 on a 10-point scale.
This particular combination of chemistries was chosen as it was shown to have a good balance of wear protection and extreme pressure properties at this treat rate [17, 18] . In addition, the cost of the additive package with 3 wt. % ZDDP and 2 wt.% PTFE is less than that of 3 wt.% MoS2 at current market prices.
The blended greases were tested in a four-ball tribometer to evaluate the wear and friction performance. Before testing the greases, they were stirred using a spatula so as to ensure the consistency of the grease. Table 1 provides a brief overview of the grease formulations and the additives used. 
Four-Ball Tribometer Tests
The four-ball wear tests were conducted in a continuous sliding mode under boundary lubrication regime using a Plint TE92 Four-ball Tribometer. There were six different tests that were conducted which could be classified on the basis of the variables such as load and speed that were altered during the test. The tests wherein the load was varied keeping other variables fixed were termed as "Cyclic Loading" tests and when the speed was varied while maintaining all other variables constant were termed as "Cyclic Frequency" tests. The test was conducted using three steel balls placed in a chuck that is locked using a cage and a fourth ball is rotated against the three stationary balls with the lubricating medium in between. The four-balls are made up of E52100 steel (Bearing quality aircraft grade steel) and are ½" in (12.5 mm) diameter. Table 2 gives the details of various test conditions that were used in the study. The cyclic loading tests were categorized as Ramp-up and Ramp-down conditions wherein the tests were started with initial load of 40 kg and were terminated at a final load of 80 kg and vice versa. These tests were further classified on the basis of load step sizes of 7.5 min and 15 min each. The rpm and test temperature were maintained at 1200 rpm and 75 °C. The cyclic frequency tests were classified as Ramp-up and Ramp-down conditions wherein the frequency was varied from 600 rpm to 1800 rpm in steps of 600 rpm and vice versa. The load and test temperature were maintained at 40 kg and 75 °C and the total number of cycles were limited to a total of 72,000 in every case.
Tests 1 to 4 are known as "Cyclic Loading" tests and the tests 5 and 6 are known as "Cyclic Frequency" tests. Tests 1, 2, and 5 can be categorized under "Ramp-down" tests wherein the test begins at a higher load or frequency and terminates at a corresponding lower value. On a similar basis, Tests 3, 4, and 6 can be categorized under "Ramp-up" tests wherein the tests begin at a lower load or frequency and terminate at a higher load or frequency. All the tests were run in duplicate to avoid any discrepancy in the data and had 72,000 cycles maintained constant for each test. After the termination of every test, the three stationary steel balls were retrieved and analyzed to determine the WSD (Wear Scar Diameter).
Scanning Electron Microscopy (SEM) and Stereo-Optical Microscopy Studies
Stereo-Optical microscope (model type: Nikon SMZ 1500) was used to image the wear scars formed on the three stationary steel balls after the four-ball tests. The steel balls were cleaned using hexane and were mounted on a specially designed sample holder; which were then imaged at a magnification of 100× on the microscope. The images were analyzed using the software provided by Quartz Imaging Corporation to determine the wear scar diameter (WSD) for all the three steel balls and an average value was reported.
A scanning electron microscope (model type: Hitachi S-3000N) was used in the Secondary electron (SE) mode to image the wear surfaces at an accelerating voltage between 15 and 20 kV. Carbon tape was used to maintain good electrical contact in between the steel balls and sample holder. Specific areas on the surface that were of interest were imaged at a higher magnification to understand the wear mechanism. The energy dispersive spectroscopy (EDS) microanalyzer unit (model type: EDAX genesis) attached to the SEM was used to study the elemental composition of wear surface imaged in the secondary electron mode.
Results
The following section discusses the results obtained from the four-ball tribometer, the wear scar dimension, EDS elemental maps, and an in-depth analysis of the wear surface using the SEM. The effect of anti-wear additive chemistry on spectrum loading conditions and synergism between the additives is examined.
Scanning Electron Microscopy of F-PTFE and MoS2 Particles
The secondary electron images were obtained for both MoS2 and F-PTFE particles at an acceleration voltage of 10 kV to 15 kV. Figure 1 compares the particle morphology of MoS2 and F-PTFE. It can be clearly seen that the MoS2 particles have sharp edges and corners whereas the F-PTFE particles are much smoother and have rounded edges. The problem of surface charging was minimized by sputtering the F-PTFE particles with silver. The F-PTFE particles are agglomerated and much larger than the 200 nm primary particle size of the individual particles. 
ASTM D2266 Standard
Baseline tests were conducted using ASTM D2266 for the greases with MoS2 and ZDDP + F-PTFE. Figure 2a ,b compares the coefficient of friction (COF) and dimensions of the wear scar. The coefficient of friction (COF) in the case of MoS2 increases to 0.07 and stays high for the duration of the test with minimal drops where as in the case of ZDDP + F-PTFE grease it can be seen that the COF remains low (≈0.03) for the first half of the test and the rises to about 0.05 and stabilizes. The wear scar diameters (WSD) are reported in µm and it can be clearly seen that the grease with MoS2 particles exhibits a wear scar diameter that is approximately twice that of the grease with ZDDP and F-PTFE. 
Analysis of Wear Scar Diameter (WSD) for Spectrum Loading Tests
The WSD was obtained for all the test balls using the method described in the Section 2.3 and an average value was reported. Figure 2c gives a representation of the wear numbers plotted in the form of a bar chart. The Test 1 to Test 6 represent a different set of spectrum loading conditions as summarized in Table 2 . It can be seen that in every case the WSD in the MoS2 grease is much larger when compared to the grease with ZDDP + F-PTFE. When cyclic frequency tests are compared to cyclic load tests it can be seen that WSD are always smaller for the cyclic frequency tests irrespective of the choice of anti-wear additive.
Torque and Coefficient of Friction (COF)
The torque and COF were obtained from the tests conducted using the four-ball tribometer. Torque values are absolute whereas COF values are derived and hence were calculated using the procedure as described in ASTM D5183-05 standard [25] . Figure 4c ,d correspond to Test 4 and the ramp-up conditions. These tests consist of eight load steps of 7.5 min, each consisting of 9000 cycles that result in a total of 72,000 cycles. When the torque and COF obtained from tests with load step sizes of 7.5 min is compared to the torque and COF obtained from the tests with 15 min step size, it can be seen that larger the number of load variations the greater is the variation in the COF. In addition, the COF obtained from MoS2 grease has more excursions than the COF obtained from ZDDP/F-PTFE grease. Figure 5 compares the ramp-up and ramp-down conditions under cyclic frequency conditions that have a frequency step size of 600 rpm. Under the ramp-down conditions the frequency or the sliding speed is decreased from 1800 rpm to 600 rpm in steps of 600 rpm whereas, for ramp-up conditions, the frequency or the sliding speed is increased from 600 rpm to 1800 rpm in steps of 600 rpm. The speed and torque values are plotted in the units of rpm and Nm, respectively. Figure 5c ,d correspond to Test 6 and the ramp-up conditions. These tests consist of three frequency steps, each consisting of 24,000 cycles that result in a total of 72,000 cycles. The torque and COF variations in the case of cyclic frequency conditions are almost flat in both the blends. It is also observed that, during the ramp-up tests at a frequency step of 1800 rpm, there is a slight drop in the COF for both the blends at higher rpm as the separation between the surfaces is increased reducing the asperity contacts thereby reducing the torque and friction coefficient. 
Scanning Electron Microscopic Analysis of the Wear Surface
The SEM images for the wear surfaces were obtained for all the tests and both the blends containing MoS2 particles and a combination of ZDDP and F-PTFE. Figure 6 . A comparison between the images taken at cyclic loading and cyclic frequency shows a larger amount of wear for the cyclic loading tests as compared to the cyclic frequency tests. There is an excessive amount of abrasive wear and metal removal for cyclic loading tests as compared to polishing wear in the cyclic frequency tests. Figure 8e ,f represent the cyclic frequency conditions. Analogous to Figure 6 for grease containing MoS2, it is evident that the images for cyclic frequency conditions show smaller amounts of wear and abrasion as compared to the cyclic loading conditions. The secondary electron images in Figure 9a -f represent the high magnification images of the corresponding wear surfaces in Figure 8a -f. The images indicate that abrasive wear mechanisms, metal pull-out are dominant mechanisms in cyclic loading conditions whereas polishing wear appears to be evident in cyclic frequency conditions. There is a presence of tribofilms on the wear surface that protects the surface from further wear and abrasion resulting in smaller wear scar diameters in grease with ZDDP and F-PTFE. 
Discussion
The effect of particle morphology and the synergy between additive chemistries is examined in the context of cyclic loading and cyclic frequency conditions. The wear mechanisms and the nature of tribofilms formed on the wear surface and its role in protecting the surface from further abrasion are also discussed. A detailed account of the synergy between the functionalized PTFE and ZDDP is discussed as well.
Effect of Particle Morphology and Chemistry
The SEM images shown in Figure 1 compare the morphology of the MoS2 and F-PTFE particles. The major difference that is clearly seen is the sharp edges and corners present on the MoS2 particles and the curved or rounded edges on the F-PTFE particles. It has been shown in previous studies [18, 23, 24, 26] that the abrasive nature of MoS2 particles at lower loads was responsible for an increased wear and friction coefficient. A comparison of the morphology of these particles in Figure  1a ,b, shows a striking contrast, MoS2 particles have sharp edges while F-PTFE is spherical in nature and when MoS2 is not oriented in the direction of motion of the bearing could potentially result in abrasive wear. A recent study by Suresh et al. [18] , has also established an upper limit of 3 wt.% of MoS2 beyond which there was a significant increase in wear at lower loads despite a benefit in the load bearing capacity.
Wear scar diameter in Figure 2a ,b indicates that the grease containing ZDDP and F-PTFE yields lower wear scar diameters and COF as compared to the grease containing MoS2 particles. The corresponding error bars also represent lower variation in the distribution of WSD for grease with ZDDP and F-PTFE and higher repeatability. MoS2 has long been used as an EP additive and is well known for its load bearing capabilities. The MoS2 particles have to orient in the direction of shearing while passing through the interacting surfaces so that the layers get sheared which in-turn deposit on the surface forming a tribofilm that leads to an increase in the load-bearing capability while protecting the surface from further abrasion [27] [28] [29] [30] . Several studies have proposed different friction mechanisms for MoS2 particles like intrinsic cleavage mechanism, adsorption mechanism theory, and inter-crystallite slip mechanism which explain the effectiveness of MoS2 as an EP additive [31] [32] [33] . However, if these particles have sharp edges and not oriented in the direction of shearing then it leads to an increased wear and friction at lower loads [24] . MoS2 functions by shearing of the lamellar structure under applied loads, these layers are physically deposited on the wear surface forming a sacrificial tribofilm protecting the surface from wear and abrasion [27, 28] . On the other hand if F-PTFE is used alone, a thin layer of F-PTFE adheres to the interacting surface due to a physical reaction between the F-PTFE and the metal substrate and F-PTFE chain might fracture under applied loads and temperatures inducing chemical reactions on the surface forming protective tribofilms [19] . F-PTFE also reacts synergistically with ZDDP that helps improve the antiwear (AW) and extreme pressure (EP) properties [18, 20] .
Effect of Cyclic Loading Conditions
In the current study, an effort is made to understand the effects of varying loads and different step times on the wear and friction performance of the greases containing MoS2 particles and a combination of ZDDP and F-ZDDP. Cyclic loading conditions correspond to the Tests 1 to 4 detailed in Table 2 and are further classified into ramp-up and ramp-down tests with load step sizes of 15 min and 7.5 min each. Tests 1 and 2 are ramp-down tests wherein the test begins at a higher load of 80 kg and terminates at a lower load of 40 kg, while Tests 3 and 4 are ramp-up tests wherein the test begins at a lower load of 40 kg and terminates at a higher load of 80 kg. Figure 2c represents the WSD the grease containing MoS2 particles and the grease containing ZDDP and F-PTFE. When the WSD for Tests 1 to 4 are compared for both the blends it can be clearly distinguished that the grease containing ZDDP/F-PTFE exhibits between 30% and 40% less wear compared to the grease containing MoS2 particles. When the error bars are compared it can be seen that there is a wider distribution of WSD and larger WSD from the MoS2 grease suggesting that the sharp edges and corners of the MoS2 particles were responsible for large amount of abrasive wear and material removal, on the other hand the grease containing ZDDP and F-PTFE has a lower WSD and a narrower distribution of the data that is attributed to the synergistic interaction between ZDDP and F-PTFE.
Comparing the torque and coefficient of friction (COF) from Figures 3 and 4 it can be seen that grease containing ZDDP + F-PTFE has a low COF which does not vary much and does not exhibit excursions when compared to grease containing MoS2 particles. The sharp spikes that are visible in the torque and COF for all the tests of MoS2 grease correspond to the tribological events like abrasive wear, adhesive wear, metal pull-out, deep scratch marks, or deep grooves that occur on the wear surface. In addition for both the grease blends, in all the tests, there is a small surge in the torque and COF values when the load is changed from 40 kg to 80 kg. This particular trend is much more visible for MoS2 grease. The MoS2 particles present in between the interacting surfaces that are not oriented in the direction of shearing during an increase in the load from 40 kg to 80 kg tend to remove a larger amount of material than at lower loads.
It can also be seen that the torque and COF are inversely related for both the grease blends, upon increase in the load there is an increase in the torque but a decrease in the COF. The increase in torque is not proportional to the increase in the applied load resulting in a decrease in the COF. It has been reported by several studies [18, 30, 34, 35] , that the lower loads are insufficient for shearing of MoS2 particles thereby leading to an increase in the friction, however at higher loads the weak Van der Waals forces present in between the hexagonal Mo and S layers are overcome leading to shearing of the layers at the S-S interface. Temperature and moisture also play a significant effect on the lubricating properties of MoS2. The presence of moisture results in poor wear properties while its performance in dry air or in an inert environment containing argon gas is significantly better [36] . In a study on the role of moisture on wear characteristics of MoS2 by Gao et al. [37] it has been shown that the presence of moisture leads to softening of MoS2 particles resulting in a thinner film on the interacting surface thereby reducing its load-bearing capabilities and wear resistance. In the current study no attempt was made to control the environment and a normal laboratory environment with a relative humidity of approximately 30% was used in all tests.
On comparison with the tests in Figures 3 and 4 with load steps of 15 min and 7.5 min respectively, it is observed that higher number of changes in the load per test leads to an increased amount of wear and COF. When the WSD for the Tests 2 and 4 are compared with the WSD for Tests 1 and 3 as shown in Figure 2 , it suggests that the Tests 2 and 4 that have load step sizes of 7.5 min yield higher wear scar diameters. The cyclic loading tests with a load step size of 15 min exhibit a smoother distribution of torque and COF values as compared to the tests with load step size of 7.5 min. This is evidently seen for the grease with MoS2, on the other hand grease with ZDDP and F-PTFE there is a little variation in the torque and COF for tests with step sizes of 15 min and 7.5 min. For grease containing MoS2 particles, when Figure 3c is compared to Figures 3a and 4c compared to Figure 4a , it is evident that ramp-up conditions that begin at a lower load and terminate at a higher load show a smoother variation in the torque and corresponding COF values, the lower loads result in the formation of a stable tribofilm on the interacting surface which limits the abrasion of the surface when the load is ramped up. However, in the case of ramp-down conditions where the tests begin at higher loads and terminate at lower loads, the MoS2 particles that pass through the interacting surfaces in a manner that are not oriented in the direction of shearing, result in a larger amount of wear and corresponding higher friction. In the case of grease containing ZDDP + F-PTFE, there is no significant difference in the smoothness of the torque and COF curves for ramp-up tests. However for ramp-down tests that begins at a higher load and terminate at a lower load, the step duration of the cyclic load influences the COF there is dependence of step time. The ramp-down tests with a load step size of 7.5 min yields a larger variation in friction as compared to the ramp-down tests with load step size of 15 min.
The distribution of coefficient of friction for grease containing MoS2 and grease containing ZDDP + F-PTFE are 0.07-0.15 and 0.022-0.04 respectively. There is about 70% reduction in the COF values for grease with ZDDP + F-PTFE as compared to grease containing MoS2 particles. This can be attributed to the chemistry of the additives and particle morphology, wherein most of the sharp edges and corners present on the MoS2 particles are responsible for higher wear and friction as compared to the much smoother and rounded edges of F-PTFE particles combined with their synergy with ZDDP.
Secondary electron images were taken to elucidate the wear mechanism after the end of the tests. Figures 6 and 7 represent the low and high magnification SE images for grease containing MoS2 particles while Figures 8 and 9 represent the SE images for the grease containing ZDDP and F-PTFE. In all cases the WSD for grease with ZDDP + F-PTFE is much smaller than the WSD for grease with MoS2. For grease with MoS2, on comparison of Figure 7a -d that correspond to cyclic loading conditions, exhibits evidence of abrasive wear, adhesive wear, metal pull-out, deep grooves, or scratch marks that come as a result of MoS2 particle edges that appear to be highly abrasive. Figure 7b ,d correspond to the Tests 2 and 4 that have a load step size of 7.5 min and leading to higher number of variations in the load and leads to more abrasive wear, higher torque and COF, and a corresponding higher wear scar diameter as detailed in Figure 2c . There is strong evidence of formation of tribofilm on the wear surface in Figure 7b that is beneficial in terms of increasing the load bearing capabilities. The presence of wear debris in Figure 7d indicates signs of adhesive wear leading to cold weld of asperities on the wear surface. There is no evidence showing ploughing grooves, deep scratch marks or adhesive wear on the wear track that is seen in the MoS2 grease and believed to be due to the formation of protective tribofilm on the wear surface due to the synergistic interaction in between ZDDP and F-PTFE. These sacrificial tribofilms are responsible for the reduction of WSD and COF. However, there is a presence of abrasive wear and polishing wear on the interacting surfaces. Small patches of tribofilm are also formed on the surface.
Effect of Cyclic Frequency Conditions
Cyclic frequency conditions correspond to the Tests 5 and 6 and can be further classified into ramp-down and ramp-up tests. These tests have a frequency step size of 600 rpm. Test 5 is a ramp-down test that begins at 1800 rpm and terminates at 600 rpm while Test 6 is a ramp-up test that begins at 600 rpm and terminates at 1800 rpm. Figure 2c represents that WSD for both the grease blends. On comparing the WSD for Tests 5 and 6, a difference of about 150 µm to 250 µm is seen in the WSD for the grease containing MoS2 and ZDDP + F-PTFE. The WSD distribution that is represented by the error bars for tests 5 and 6 shows minimal variation for grease with ZDDP and F-PTFE suggesting highly repeatable results. Figure 5 is a plot of the torque and COF values for the ramp-up and ramp-down tests. At 1800 rpm the torque and COF values significantly drop for all grease with MoS2. In the case of grease containing ZDDP + F-PTFE, there is a drop in the torque and COF values at higher rpm in ramp-down tests, however, in ramp-up tests as shown in Figure 5c ,d, it is seen that the torque and COF values increase with an increase in the rpm.
It is well known from the principles of boundary lubrication and the Stribeck curve that with an increase in the sliding speed or an increase in the fluid viscosity the separation between the opposing surfaces is increased resulting in a mixed or a hydrodynamic lubrication regime depending on the thickness of the lubricant layer which is present in between the interacting surfaces. When the separation between the surfaces is more than the height of asperities, it leads to a significant drop in the COF and wear of the surfaces as the asperities no longer touch each other which might have led to an abrasive or adhesive wear and the formation of wear debris that would increase the WSD [38] [39] [40] [41] [42] . During the ramp-down tests as indicated in the Figure 5a ,b, it can be seen that the torque and COF values in the beginning of the tests are lower when the sliding speed is 1800 rpm and slowly rises or is constant towards the end of the test when the sliding speed is 600 rpm. With a reduction in the sliding speed the surfaces come closer to each other increasing the likelihood of asperity contact resulting in wear of the surface. During the ramp-up tests as shown in Figure 5c ,d, it is observed that at 1800 rpm there is a sharp decrease in the torque and COF for the grease with MoS2.
Comparison of the secondary electron images of the wear track for the grease containing MoS2 and ZDDP + F-PTFE subjected to cyclic frequency tests indicates fewer signs of abrasive or adhesive wear in comparison to the cyclic load tests. 
Synergism in between ZDDP and F-PTFE
In the current study a functionalized fluoropolymer like PTFE that has a carboxylic functionality was used with an organothiophosphate like ZDDP to understand their behavior under spectrum loading conditions. There are a number of studies that suggest synergism in between ZDDP and F-PTFE. The fluoropolymer is surrounded by carboxylic acid functional groups which makes it more active when interacting with an organothiophosphate [18] . ZDDP functions as an AW additive by forming glassy tribofilm that is made up of short chain and long chain polyphosphates along with sulfides of Fe, Zn. The hard glassy films are formed when degradation compounds from tribochemical break-down of ZDDP react with the wear surface [43, 44] . In some of the recent studies using ZDDP and a fluorinated compound usually a metal halide like FeF3, it was shown that the fluorinated compounds which act as fluorinating agents were able react with ZDDP leading to formation of a fluorinated version of ZDDP which was more reactive and effective as an antiwear agent [15, [45] [46] [47] . In some of the recent studies, it has been shown that the decomposition temperature of ZDDP decreases in the presence of irradiated PTFE and metal halides like FeF3. Differential scanning calorimeter study was done on the combinations of ZDDP + F-PTFE and ZDDP + F-PTFE + FeF3; it was observed that, in the first case comprising of ZDDP/F-PTFE the ZDDP decomposes at 166 °C that is approximately 15 °C below its usual decomposition temperature (180 °C when a secondary ZDDP is heated at a rate of 5 °C/min in an inert environment) and in the second case consisting of ZDDP + F-PTFE + FeF3 the ZDDP decomposes at 155 °C that is about 25 °C below the usual decomposition temperature. In addition, an extra endotherm present at 170 °C where ZDDP + F-PTFE were used, suggests the formation of a new reaction product in the presence of a functionalized fluoropolymer that was shown to be beneficial in forming protective tribofilms.
In earlier studies it was suggested that the reaction mixture consisting of ZDDP + F-PTFE can be either reacted in or outside the lubricant environment and during or before the test [20, [48] [49] [50] . The F-PTFE used in the present study contained about 40 to 6000 carbon atoms. The particle size of F-PTFE is very crucial in deciding the functionality and its degradation impacts the tribological performance. Irradiation leads to creation of electron acceptor groups on the PTFE particles that are dangling bonds thereby enhancing its adhesion to the surface. F-PTFE particles form a lubricious coating on the wear surface under temperature and pressure forming a tribofilm. Furthermore, the synergistic interaction of functionalized PTFE and ZDDP leads to a formation of a complex molecule on the reaction surface that comprises of ZDDP and its degradation products together with F-PTFE thereby having AW, EP, and anti-friction properties [48] .
EDS Analysis of the Wear Surface
Figures 10 and 11 show EDS elemental maps and spectra of the wear surface obtained from MoS2 and ZDDP/F-PTFE grease; Elemental maps were collected for Mo, S, C, O, P, Zn, and Fe. The bright patchy regions visible on Mo and S maps in Figure 10 strongly suggest the formation of MoS2 tribofilms. The lamellar structure of MoS2 is sheared and is physically deposited on the wear surface thereby increasing the load bearing capability and reducing abrasion. On comparing the bright patches that run across from end to end in the Mo, S, Fe, and O maps in Figure 10 indicate the likely formation of compounds like MoSO4, Fe3O4, and MoO3 on the surface. These oxidation products which form in the presence of oxygen are highly abrasive and tend to increase wear on the surface once they are removed from the surface. Dark regions on the Fe map indicate a thick layer of tribofilm in the region. The frictional heat produced by the collision of opposing asperities causes the oxides formed on the metal surface to be scraped off and the reaction or the deposition products (formed by chemisorption or physisorption of the additives), react with the metal surface to form an "Antiwear or EP" tribofilm. These tribofilms can be sheared more easily than the underlying metal, yield more readily during sliding than the substrate, and serve as an effective lubricant under high contact loading conditions. The bright regions on C map in Figure 10 are considered to be degraded and polymerized base grease component. It was thought to be a chemisorbed layer as it is visible even after multiple washings with hexane and ultrasonication. From the EDS spectra in Figure 10 , it can be clearly seen that the strongest signal arises from Fe Lα and Kα. The Cr and Si signals originate from the E52100 steel alloy as they are some of the alloying elements in the steel. There is a strong signal from C and O Kα that comes from degraded products, oxides, and as alloying elements in the E52100 steel. The signals from Mo L-edge and S K-edge lie very close to each other due to which they are almost inseparable. Since EDS is a qualitative technique and the intensities are displayed relative to each other, the signals from Mo and S appear low when compared to the signals obtained from Fe, O, and C. Figure 11 is the EDS spectra for Blend 2 grease containing ZDDP + F-PTFE. The patches in O Kα and P Kα suggest the formation of long and short chain poly-and pyro-phosphates in the tribofilms whereas the patchy regions on the S Kα suggest the formation of sulfates and sulfides of Iron and Zinc. Similar to the data obtained from MoS2 grease, the dark regions on Fe Kα map point out the presence of dense regions of tribofilms on the wear surface. EDS spectra shows strong signals originating from the Kα and Lα of Fe, Kα of O and C. Signals from Kα of Cr and Mn are detected as they form the alloying elements in E52100 steel. Strong intensity peaks are seen from Kα spectra of P, S, and Kα and Lα of Zn which arise from the dense layers of tribofilm formed on the interacting surfaces. Figure 11 . EDS elemental maps and spectra from the wear surface obtained using grease containing ZDDP/F-PTFE showing the presence of Fe, O, P, S, and Zn. The test conditions conformed to ASTM D2266.
Conclusions
The current study was focused on developing an understanding of the role of spectrum loading conditions on the mechanism of wear and friction in greases that contain MoS2 and combinations of F-PTFE + ZDDP. Some of the conclusions drawn are:
1. Due to the morphology of the MoS2 particles with sharp edges, they behave as a pro-abrasive agent at lower loads that are not sufficient to overcome Van der Waals forces present at the S-S layer in the MoS2 structure that is responsible for shearing of lamellar layers forming a tribofilm on the wear surface. 2. The morphology of the MoS2 and F-PTFE particles has a significant effect on the wear and frictional performance of the formulated greases under spectrum loading conditions. F-PTFE particles owing to their rounded and curved edges combined with their synergy with ZDDP yield much lower wear scar diameters and COF values when compared to the grease containing MoS2 particles. 3. Under cyclic loading conditions where the sliding speed or the rpm of the opposing surfaces is fixed, higher number of load changes leads to higher wear and abrasion of the surface. The results obtained for tests with load steps of 7.5 min exhibit higher amount of wear and COF as compared to the tests with load steps of 15 min. 4. Cyclic frequency conditions where loads are maintained constant do not show a significant change in the wear and friction data for both the grease containing MoS2 particles and ZDDP + F-PTFE under ramp-up and ramp-down conditions respectively. 5. Under cyclic loading conditions for MoS2 grease, the ramp down tests exhibit relatively higher wear and COF values as compared to the ramp-up tests. A protective tribofilm is formed on the wear surface initially at lower loads in the ramp-up tests that protects the wear surface from wear and abrasion at higher loads. For grease with a mixture of ZDDP + F-PTFE there is no significant variation in the wear and COF for ramp-up and ramp-down tests. 6. Superior AW performance of the grease with ZDDP + F-PTFE is attributed to the synergistic interaction between a fluoropolymer like F-PTFE that is functionalized with an organothiophosphate like ZDDP. The fluoropolymer helps in the formation of a protective tribofilm on the wear surface leading to decrease in wear. 7. EDS elemental maps and spectra suggest the fact that MoS2 tribofilms are formed by physical and chemical adsorption of MoS2 layers that shear off from the lamellar structure and deposit on the wear surface protecting the surface while increasing the load bearing capability. EDS data for the ZDDP + F-PTFE wear surfaces indicates the presence of phosphate of Fe and Zn as well as sulfides and sulfates of Fe and Zn in the tribofilms.
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